Experimental Section
1. General Information.
Unless otherwise noted, materials were used as commercial suppliers. Water-saturated dichloromethane were prepared by shaking dichloromethane (freshly distilled from calcium hydride) and water in separatory funnel. All reactions were monitored by TLC analysis with silica gel-coated plates. Flash column chromatography was performed using 200-300 mesh silica gel. 1 
Detailed optimization of the reaction conditions

Optimization of the reaction conditions -Catalysts
The reaction between 3-ylideneoxindole 9 and acetylacetone 10 in ether in the presence of a variety of organocatalysts was tested firstly at room temperature. The reaction can be completed generally after several hours, only giving conjugate adduct 11 in good yields with highly different stereoselectivities. Table 1S . Catalysts screening for conjugate addition between 3-ylideneoxindole 9 and acetylacetone 10 a 2.2 Optimization of the reaction conditions -Protecting group on the nitrogen atom 3-Ylideneoxindoles 9 with different protecting group on the nitrogen atom were subjected to the conjugate addition reaction. As shown in Table 2S , protecting group plays an important role in the enantioselectivities. It was found that excellent ee velues were achieved when a methyl group was introduced to the nitrogen atom. Table 2S . Protecting group effect on the reaction a * *
Optimization of the reaction conditions -Solvents
To further improve the stereoselectivities, we chose 3-ylideneoxindoles 9 and acetylacetone 10 as the model substrates to examine the effect of solvents. The results in Table 3S revealed that the conjugate addition reaction could be conducted in a broad range of media giving the adducts in good yields and ee values. It was found that the reaction was unsuccessful in CHCl 3 and tert-butyl methyl ether(TBME) and toluene gave the best results in terms of both enantioselectivities and diastereoselectivities. 
Optimization of the reaction conditions -The concentration and the ester group
We changed the concentration of the conjugate addition system and the ester group on the 3-ylideneoxindoles 9 in order to upgrade the distereoselectivity. As shown in Table 4S , catalyst 3 was more effective than 5 at attenuant concentration and the n-propyl ester group can slightly increase the dr. 
Optimization of the reaction conditions -Additives
We also examined the additives in the conjugate addition reaction to improve the dr. However, the results failed us because no improvement was achieved. 
General procedure for the synthesis of 3-ylideneoxindoles 9
To a stirred solution of ylidene (22 mmol, 1.1 eq.) in anhydrous THF (50 mL), the N-methylindoline-2, 3-dione [1] (20 mmol, 1.0 eq.) was added at 0 o C. The mixture was stirred at the same temperature until the reaction was completed monitored by TLC analysis. The crude product was purified by flash chromatography on silica gel (petroleum ether/ ethyl acetate 5:1). Compound 9a was obtained as a red solid. (1.74 g, 87% yield) .
The other 3-ylideneoxindoles were prepared according to the above procedure.
General procedure for the conjugate addition reaction
To a mixture of 3-ylideneoxindoles 9 (0.25mmol), catalyst 3 (0.025mmol, 14.1mg) in toluene was added acetyl acetone 10 (1.5mmol, 0.15mL) or nitromethane (1.5mmol, 81μL) at r.t. or -60 o C. The resulting solution was stirred at a constant temperature until the reaction was determined to be complete by TLC analysis. The crude product was purified by silica gel chromatography (petroleum ether/ ethyl acetate 2:1 for acetyl acetone adducts or 5:1 for nitromethane adduct) to give the corresponding conjugate adduct 11.
Reference: [1] 45, 165.66, 145.86, 137.79, 132.32, 128.64, 122.73, 122.34, 119.75, 108.03, 66.69, 26.15, 21.88, 10.35 167.20, 165.40, 159.69, 158.10, 141.99, 137.47, 123.72, 120.60, 118.62, 118.46, 116.51, 116.32, 108.40, 108.35, 95.27, 66.94, 26.30, 21.87, 10.35 86, 165.29, 144.71, 136.66, 134.79, 131.44, 123.85, 121.25, 115.41, 109.42, 67.00, 26.26, 21.85, 10.36 . MS: m/z = 323.02.
(E)-propyl 2-(1-methyl-2-oxo-5-(trifluoromethoxy)indolin-3-ylidene)acetate (9d)
Red solid, yield: 87%; 1 HNMR (CDCl 3 , 600 MHz): (δ, ppm) 8.55 (s, 1H), 7.26 (d, J = 6.6 Hz, 1H), 6.98 (s, 1H), 6.79 (d, J = 8.5 Hz, 1H), 4.25 (t, J = 6.7 Hz, 2H), 3.24 (s, 3H), 1.83 -1.71 (m, 2H), 1.01 (t, J = 7.4 Hz, 3H). 13 C NMR (150 MHz, CDCl 3 ): (δ, ppm) 167.26, 165.34, 144.61, 144.44, 136.95, 125.27, 124.29, 122.64, 121.39, 120.64, 108.41, 67.06, 26.36, 21.87, 10.33 . MS: m/z = 329.5.
(E)-propyl 2-(1,5-dimethyl-2-oxoindolin-3-ylidene)acetate (9e)
Red solid, yield: 97%; 1 HNMR (CDCl 3 , 600 MHz): (δ, ppm) 8.37 (s, 1H), 7.15 (d, J = 7.8 Hz, 1H), 6.87 (d, J = 2.2 Hz, 1H), 6.66 (d, J = 7.9 Hz, 1H), 4. 30 -4.16 (m, 2H) , 3.19 (s, 3H), 2.34 (s, 3H), 1.82 -1.70 (m, 2H), 1.01 (t, J = 7.4 Hz, 3H). 13 C NMR (150 MHz, CDCl 3 ): (δ, ppm) 167. 44, 165.75, 143.67, 138.10, 132.66, 132.16, 129.24, 121.95, 119.72, 107.73, 66.66, 26.14, 21.88, 21.05, 10.35 . MS: m/z = 259.6.
(E)-propyl 2-(6-chloro-1-methyl-2-oxoindolin-3-ylidene)acetate (9f)
Red solid, yield: 82%; 1 HNMR (CDCl 3 , 600 MHz): (δ, ppm) 8.50 (d, J = 8.3 Hz, 1H), 7. 08 -6.95 (m, 1H) , 6.89 (s, 1H), 6.77 (d, J = 1.6 Hz, 1H), 4.22 (t, J = 6.7 Hz, 2H), 3.20 (s, 3H), 1.79 -1.71 (m, 2H), 1.01 (t, J = 7.4 Hz, 3H). 13 C NMR (150 MHz, CDCl 3 ): (δ, ppm) 167. 44, 165.55, 146.95, 138.27, 136.78, 129.76, 122.72, 122.61, 118.19, 108.79, 66.84, 26.28, 21.87, 10.35 . MS: m/z = 279.7. 167.31, 165.57, 146.90, 136.86, 129.90, 126.62, 125.63, 122.97, 118.61, 111.61, 66.86, 26.29, 21.88, 10.36 167.11, 165.37, 148.30, 146.69, 136.95, 132.29, 124.59, 123.83, 123.11, 123.07, 122.39, 120.22, 120.09, 66.86, 28.84, 28.80, 21.87, 10.34 . MS: m/z = 263.7. 92, 165.34, 144.86, 136.23, 130.05, 129.96, 128.32, 126.29, 124.29, 120.03, 113.07, 67.13, 26.45, 21.86, 10.37 . MS: m/z = 359.1. 11, 201.97, 201.91, 201.55, 175.23, 174.96, 171.12, 170.21, 144.35, 144.07, 128.73, 128.41, 125.69, 124.90, 124.32, 124.28, 122.37, 122.33, 108.00, 107.93, 69.12, 66.86, 66.78, 66.26, 45.83, 45.29, 44.55, 43.85, 30.39, 29.73, 26.20, 25.98, 21.39, 10 .03. min, t 1major = 10.23 min, t 2minor = 11.76 min, t 2major = 15.70min).
(E)-propyl 2-(6-bromo-5-chloro-1-methyl-2-oxoindolin-3-ylidene)acetate (9i)
Propyl 3-acetyl-2-(1-methyl-2-oxoindolin-3-yl)-4-oxopentanoate (11a)
HRMS (EI+)
:
Propyl 3-acetyl-2-(5-bromo-1-methyl-2-oxoindolin-3-yl)-4-oxopentanoate (11c)
Prepared according to the general procedure from (E)-propyl 2-(5-bromo-1-methyl-2-oxoindolin-3-ylidene)acetate 9c (0.25 mmol), 10 (1.50 mmol) and cat. 
Propyl 3-acetyl-2-(1-methyl-2-oxo-5-(trifluoromethoxy)indolin-3-yl)-4-oxopentanoate (11d)
Prepared according to the general procedure from (E)-propyl 99, 201.89, 201.28, 175.06, 174.77, 170.86, 170.04, 144.47, 144.27, 143.18, 142.85, 127.58, 126.74, 121.91, 121.64, 118.68, 118.34, 108.39, 108.32, 68.62, 67.18, 66.99, 66.15, 45.57, 45.20, 44.71, 43.92, 30.61, 30.37, 29.91, 27.92, 26.42, 26.19, 21.39, 9.89 . and cat. 5 (0.025 mmol) in toluene (2.5 mL) at r. 22, 202.04, 201.92, 201.59, 175.15, 174.88, 171.16, 170.26, 141.96, 141.69, 131.90, 131.86, 128.92, 128.59, 125.71, 125.08, 124.93, 107.72, 107.64, 95.16, 69.25, 66.83, 66.74, 66.33, 62.97, 45.84, 45.33, 44.60, 43.90, 30.42, 30.24, 29.71, 27.62, 26.21, 25.99, 21.40, 20.92, 10 .03. o C, t 1minor = 7.57min, t 1major = 9.51min, t 2minor = 11.91 min, t 2major = 21.31 min).
HRMS (EI+)
Propyl 3-acetyl-2-(6-chloro-1-methyl-2-oxoindolin-3-yl)-4-oxopentanoate (11f)
Prepared according 05, 201.88, 201.83, 201.37, 175.23, 174.94, 170.88, 170.01, 145.61, 145.29, 134.59, 134.19, 125.27, 125.10, 124.24, 123.36, 122.16, 122.10, 108.72, 108.66, 68.88, 67.03, 66.91, 66.15, 62.99, 45.68, 45.18, 44.18, 43.45, 30.47, 30.29, 29.84, 27.80, 26.34, 26.10, 21.44, 10 .01. 
HRMS
Propyl 3-acetyl-2-(6-bromo-1-methyl-2-oxoindolin-3-yl)-4-oxopentanoate (11g)
Prepared according to the general procedure from (E)-propyl 2-(6-bromo- 1-methyl-2-oxoindolin-3-ylidene) Hz, 4H, major+minor). 13 C NMR (CDCl 3 , 150 MHz): (δ, ppm, major+minor) 202.06, 201.89, 201.36, 191.28, 175.10, 174.80, 170.88, 170.02, 145.74, 145.44, 125.63, 125.46, 125.13, 124.82, 123.94, 122.39, 121.98, 111.43, 68.90, 67.07, 66.94, 66.17, 45.62, 45.14, 44.25, 43.52, 30.51, 30.31, 29.86, 27.82, 26.36, 26.12, 21.46 11, 201.89, 201.38, 174.94, 174.63, 170.88, 170.06, 148.20, 146.58, 130.75, 130.70, 128.86, 122.97, 122.93, 119.98, 116.38, 116.25, 69.07, 67. S13 -66.95, 66.21, 45.92, 45.46, 44.75, 43.96, 30.60, 30.33, 29.88, 28.51, 28.48, 27.74, 21.47 95, 201.84, 201.15, 191.27, 174.67, 174.36, 170.64, 169.86, 143.93, 143.66, 127.72, 127.61, 126.98, 126.07, 126.01, 125.69, 122.29, 121.83, 112.86, 68.44, 67.23, 67.07, 66.15, 45.41, 44.98, 44.23, 43.48, 30.59, 30.37, 29.85, 27.97, 26.46, 26.22, 21.45, 10 .01. 
HRMS (EI+)
